WSRC-TR-2003-00035, REV. 0

Key Words: Plutonium, oxidation
state, pH, soil, sediment

Retention: Permanent

Plutonium Oxidation State Geochemistry in the SRS Subsurface
Environment (U)

Brian A. Powell®, Robert A. Fjeld®, and John T. Coates®,
Daniel I. Kaplan®, and Steve M. Serkiz®

@ Clemson University
®) Westinghouse Savannah River Company

December 27, 2002

Westinghouse Savannah River Company, LLC sns

Savannah River Site
Aiken. SC 29808
Prepared for the U.S. Department of Energy under Contract No. DE-AC09-96SR 18500




This document was prepared in conjunction with work accomplished under Contract No.
DE-AC09-96SR18500 with the U. S. Department of Energy.

DISCLAIMER

Thisreport was prepared as an account of work sponsored by an agency of the United States
Government. Neither the United States Government nor any agency thereof, nor any of their
employees, makes any warranty, express or implied, or assumes any legal liability or responsibility
for the accuracy, completeness, or usefulness of any information, apparatus, product or process
disclosed, or representsthat its use would not infringe privately owned rights. Reference herein to
any specific commercial product, processor service by trade name, trademark, manufacturer, or
otherwise does not necessarily constitute or imply its endor sement, recommendation, or favoring by
the United States Government or any agency thereof. The views and opinions of authors expressed
herein do not necessarily state or reflect those of the United States Government or any agency

ther eof.

Thisreport has been reproduced directly from the best available copy.

Available for sale to the public, in paper, from: U.S. Department of Commer ce, National Technical
Information Service, 5285 Port Royal Road, Springfield, VA 22161,

phone: (800) 553-6847,

fax: (703) 605-6900

email: orders@ntis.fedworld.gov

online ordering: http://www.ntis.gov/help/index.asp

Available electronically at http://www.osti.gov/bridge

Available for a processing feeto U.S. Department of Energy and its contractors, in paper, from: U.S.
Department of Energy, Office of Scientific and Technical Information, P.O. Box 62, Oak Ridge, TN
37831-0062,

phone: (865)576-8401,

fax: (865)576-5728

email: reports@adonis.osti.gov



http://www.ntis.gov/help/index.asp
http://www.osti.gov/bridge
mailto:orders@ntis.fedworld.gov
mailto:reports@adonis.osti.gov

WSRC-TR-2003-00035, REV. 0

Key Words: Plutonium, oxidation
state, pH, soil, sediment

Retention: Permanent

Plutonium Oxidation State Geochemistry in the SRS Subsurface
Environment (U)

Brian A. Powell®, Robert A. Fjeld®, and John T. Coates®,
Daniel I. Kaplan®, and Steve M. Serkiz®

@ Clemson University
) Westinghouse Savannah River Company

December 27, 2002

Westinghouse Savannah River Company, LLC s ‘ E

Savannah River Site
Aiken, SC 29808
Prepared for the U.S. Department of Energy under Contract No. DE-AC09-96SR18500

Page 3



WSRC-TR-2003-00035, REV. 0

THIS PAGE INTENTIONALLY LEFT BLANK

Page 4


w0153
                THIS PAGE INTENTIONALLY LEFT BLANK


WSRC-TR-2003-00035, REV. 0

TABLE OF CONTENTS
1.0 EXECULIVE SUMIMAIY ...veiuieeeieteeiesteesieetessees e eseesseesseesessseesseessesseesseasssaseessesnsessessseesssssennsensnsses 8
P22 1 018 oo [ T f o o H PR 9
2.1 Plutonium GEOCHEMISIIY ...eciiceeciee et ae e ens 10
2.1.1 REAOX CHEMISIIY ..ottt s sttt sb et e s b e e e sneenneas 10
2.1.2 Complexation and HYdr OlYSIS......c.ccueiieieiieieeie e see e eae et eae e naesneenaens 11
2.0.3 SOIUDTTITY oottt e e et e e sneenne s 14
2.2 Plutonium Sorption to Natural and Synthetic Material ...........cccooovvevveevecceciececee 14
2.2.1 Pu Interactions with Goethite (a-FEOOH) .....cccviiiiiiiiieeeeeee e 14
2.2.2 Pu Interactions with Manganese OXIdES.........ccccveeereeierieseerie e ee e see e 15
2.2.3 Previous Work with Pu(V) and SRS Burial Ground Sediment...........ccccceevereennens 15
pZC T O ] o] 1= ox (=SS 16
B.0MethodS and MatEr1AlS.......cooiiieeee e st be b sns 17
3.1 ColUMN EXPEIIMENTS.....c.eiiiieiiicieciesie et e e e s e et e esaesseeseeneesseeneeeneesnen 17
S L ANAIYSES. ..ottt bt a et Rt e nbe e be e e naeeteeneenneas 17
3.1.2 SPIKE PrEpar@liON......ccceieeieiiesieeieeee e esiesee s e eae et e e sseesseeaesseesseeneesreesseeseaneensens 17
3.1.3 Column EXperiment ProtoCol ..o 18
3.2 SOrption EAQe EXPErIMENTS.....cciieeieee ettt nae e sne 19
4.0 RESUITS N DISCUSSION......coiiiiiiiieiieiesiee e e te et seeesae e ee e e sbesaesseesbestesseesbeensesseesseensens 21
4.1 COlUMN EXPEIIMENTS.....ccieiecieceeeeee st ee sttt ae e ae e be e e sseenseennesneenseeneennes 21
4.1.1 PU(V) COlUMN ANGIYSIS ...oiiiiiieieeie ettt sttt s ss e nee e nns 21
4.1.2 PU(1V) COlUMN ANAIYSIS....c.eiiieiieieciesieeie e seesie et ae e te e sseensesnae s e enseeneesnes 30
4.2 SOrption EAge EXPErIMENTS.....ccoiiiiieieeie et s see e 31
4.2.1 Subsurface Sandy SEOIMENT ........ccci e s 31
4.2.2 Subsurface Clayey SEdiMENT ... s 32
4.2.3 Surface Sandy SEAIMENT .........c.ccirieieeciere e e re e ens 32
4.2.4 Surface Clayey SEAIMENT ..........ooiiiiieiee e ns 34
4.2.5 Calculation of Kd from Sorption Edge EXperiments.........ccccecvvveeveevescieseesesnenne 34
5.0 SUMIMBI Y ..ttt st e b et e e b e e st e e e be e e aee e sbe e saeeebeesaneeaneesareenneesnneennneas 35
B.0 REFEI BINCES. ...ttt bbb bt a et b et bbb bt b e e 37
7.0 Appendix A: Iron and Organic Carbon Measur ements of Sor ption Edge Blank Samples
....................................................................................................................................................... 40
8.0 Appendix B: Apparent Kd Calculations from sorption Edge Samples............cceccueenee. 45
LIST OF TABLES

Table 1. Standard reduction potentials (volts) of plutonium at pH 0 and 14 (Choppin, 1983;
Allard et @al., 1980).......ccueiuiriririeierie ettt b e sr e 10
Table2. SRS sedimentS USEd IN SIUAY. .....coveerieriiiese et 16
Table 3. Physical properties of packed COIUMNS............cccviieiieie s 17
Table 4. *H and ?°Pu retardation and recovery in pH 3 and pH 5 COIUMNS. ........veveevereerereeanes 22
Table 5. Plutonium oxidation state analysis results for plutonium column experiments. ........... 25
Table 6. Filtration analysis of Pu(V) column eXperiments. .........cccceeveverieereereesieeseeseseeseeeeenns 28
Table 7. Aqueous, acid soluble, and immobile plutonium fractionsin pH 3 and pH 5 columns. 28
Table 8. Apparent Kd range for sorption edge Sediments. ..........ccccevveverieereeresieene e 35

Page 5



WSRC-TR-2003-00035, REV. 0

LIST OF FIGURES

Figure 1. Eh-pH diagram of the plutonium-carbonate system at 25°C and 1 bar pressure. Dashed

lines indicate the stability field of PUO2(S) Langmuir 1997.........cccccvevvvieiieeieseese e 12
Figure 2. Freeion activity diagram for plutonium oxidation states (Geochemist Workbench
LLNL Thermodynamic Constant Database; Delany et al., 1990).........cccceecveveerveinseeseenenn 13
Figure 3. Pu(IV) hydrolysis versus pH (Geochemist Workbench LLNL Thermodynamic
Constant Database; Delany et al., 1990). ......cccveivreerieieseese e eee e 13
Figure 4. *H agueous phase activity profile for pH 3 column experiments (C = concentration, C,
=initial concentration; DPV = displaced pore volumes; Rf = retardation factor). ................ 21
Figure 5. *H agueous phase activity profile for pH 5 column experiments (C = concentration, C,
=initial concentration; DPV = displaced pore volumes; Rf = retardation factor). ................ 22

Figure 6. Aqueous phase pH profile for plutonium column experiments (DPV = displaced pore
volumes; 3A = pH 3 replicate A, 3B = pH 3 replicate B, 5A = pH 5 replicate A, and 5B = pH
L= ol Tor= (<o I = RSP URRPRR 23

Figure 7. Effluent plutonium activity profile, Pu(V) pH 3 spike column experiments (C =
concentration, C, = initial concentration; DPV = displaced pore volumes; Rf = retardation
factor; BFG = baCkground). .........cccveieiieeiie e st e et e e nne e nns 26

Figure 8. Effluent plutonium activity profile, Pu(V) pH 5 spike column experiments (C =
concentration, C, = initial concentration; DPV = displaced pore volumes; Rf = retardation

factor; BFG = haCkground). .........coceiieiirieiienieeiese et st 27
Figure9. Acid-soluble Puin sediment as afunction of distance in the pH 3 column experiments.

................................................................................................................................................ 29
Figure 10. Acid-soluble Pu in sediment as afunction of distance in the pH 5 column

EXPENTIMIENES. ...t eiee ettt ettt e b e s st e s beeee s st e s beeateeseesbeeaeesaeesbeenbeeaeesbeensenneenseenneaneanneas 29
Figure 11. Schematic representation of hypothesisfor Pu(IV) source in solid phase activity

ST L= SRR 30
Figure 12. Acid-soluble Pu in sediment as afunction of distance in the pH3 Pu(IV) column

experiments. Note: Percentages are percent acid-soluble aCtivity. ..........ccoeevenieienieneenens 31

Figure 13. Pu(1V) and Pu(V) sorption edge at 24 hr or 33 dayson: (A) subsurface sandy
sediment, (B) subsurface clayey sediment, (C) surface sandy sediment, and (D) surface
ClayEY SEAIMIENL. ....eceieeeeeeee ettt e s esseesseeneesbeensesreesaeenneeneennens 33

Figure 14. Pu(V) sorption edge on surface sandy sediment at 6 days. .........cceeeeeereenenienieenens 34

Page 6



WSRC-TR-2003-00035, REV. 0

LIST OF APPENDIX TABLES

TableB. 1. Apparent Kd values from plutonium sorption edge experiments. ....................
Table B. 2. Apparent Kd values from plutonium sorption edge experiments.....................
Table B. 3. Apparent Kd values from plutonium sorption edge experiments.....................
Table B. 4. Apparent Kd values from plutonium sorption edge experiments.....................

LIST OF APPENDIX FIGURES

Figure A. 1. TOC versus pH for sorption edge blank samples, subsurface sandy.................
Figure A. 2. TOC versus pH for sorption edge blank samples, subsurface clayey. .............
Figure A. 3. TOC versus pH for sorption edge blank samples, surface sandy. ....................
Figure A. 4. TOC versus pH for sorption edge blank samples, surface clayey. ...................
Figure A. 5. Iron determination in sorption edge blanks, subsurface sandy.............ccccenee.
Figure A. 6. Iron determination in sorption edge blanks, subsurface clayey............ccccuc......
Figure A. 7. Iron determination in sorption edge blanks, Surface Sandy Sediment.............
Figure A. 8. Iron determination in sorption edge blanks, Surface Clayey Sediment. ..........

........ 46
........ 47

....... 41
....... 42
....... 42
....... 43

....... 44
....... 44

Page 7



WSRC-TR-2003-00035, REV. 0

1.0 EXECUTIVE SUMMARY

The environmental mobility of plutonium (Pu) is profoundly influenced by its oxidation
state. Pu(lV) is 2 to 3 orders of magnitude slower moving than Pu(V) or Pu(V1). For
performance and risk assessment cal culations, Pu waste has been assumed to exist in the less
mobile reduced form, Pu(1V). Recent work on the chemistry of PuO, by Haschke and others
(2000) has shown that PuO, may not be as thermodynamically stable as had previously been
understood. Rather, some of the PUO, surface is oxidized in the presence of water, forming as
much as 27% Pu(V1). This has significant implications to existing SRS programs (including the
Pu Immobilization, LLW Disposal, and Remediation of the Old Burial Ground) and future SRS
programs (including MOX and pit disassembly). Aspects of these implications are captured in
the SRS Technology Needs/Opportunity Statement SR00-1026, “Reduce the Conservatism and
Technical Uncertainty Associated with the Use of Literature Coefficients (Ky) to Describe
Radionuclide Sorption to Sedimentsin PA Modeling.”

The hypothesis of this Strategic Research and Development study was that even if Pu(VI) is
produced in the waste form as suggested by Haschke and others (2000), it will be quickly
reduced to Pu(lV) in the SRS subsurface environment. The overall objective of the research was
to test this hypothesis through laboratory and computational studies conducted by Savannah
River Technology Center and Clemson University scientist.

Dynamic flow experiments indicated that Pu(V) was very mobile in SRS sediments. Asthe
pH increased, the degree of mobility and the fraction of Pu that became “irreversibly sorbed” to
the sediment increased, albeit, only sightly. Conversely, these column experiments showed that
Pu(1V) was essentially immobile and was largely “irreversibly sorbed” to the sediment. More
than 100 batch sorption experiments were conducted with four end-member sediments, i.e.,
sediments that include the likely extreme chemical, textural, and mineralogical propertieslikely
to exist in the SRS that will likely have an influence on Pu sorption. These tests were conducted
as afunction of Pu oxidation state, pH, and contact time. These results repeatedly showed that
although Pu(V) sorbed initialy quite weakly to sediments, it slowly, over the course of only 33
days, sorbed very strongly to sediments, to nearly the same degree as Pu(IV). Thisindirectly
confirms our hypothesis that Pu(V) may in fact convert to the more strongly sorbing form of Pu,
Pu(1V). Thisfinding has very large implications for how SRS deals with the potential risk
imposed by Pu entering our subsurface environment. It strongly suggests that once Pu enters our
subsurface environment, even if it enters in the more mobile oxidized form proposed by Haschke
and others (2000), it will likely have very low mobility, minimizing risk associated with long
distance subsurface aqueous phase transport.
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2.0 INTRODUCTION

The mobility of plutonium has significant implications for several existing (Pu
Immobilization, LLW Disposal, and Remediation of the Old Burial Ground) and future (MOX
and pit disassembly) programs at the Savannah River Site (SRS). The mobility of plutoniumis
highly dependant on oxidation state. Aqueous tetravalent plutonium, Pu(1V),exhibits a mobility
2 or 3 orders of magnitude lower than Pu(V) or Pu(V1). Reported Kd values (distribution
coefficient, plutonium soil to water concentration ratio) for various plutonium oxidation states
range from 10 to 10,000 mL/g (Prout, 1959). Transport models for the SRS subsurface assume
that plutonium is stable as Pu(1V)O,, which is avery insoluble crystalline material (pKg, @-56)
(Neck and Kim, 2001), exhibiting extremely low mobility.

However, research by Haschke et al. (2001, 2002) at Los Alamos National Laboratory
indicated that up to 27% of the Pu on the surface of a PuO, solid was present in an oxidized form
in the presence of water. X-Ray Photoel ectron Spectroscopy (XPS) analyses indicated the
plutonium was present as Pu(V1) (Haschke et a., 2001) and Extended X-Ray Absorption Fine
Structure (EXAFS) spectroscopy analyses indicated that plutonium was present as Pu(V)
(Haschke et al., 2002). It is possible that these observed variations are due to instrumental
techniques (i.e., XPS is preformed under vacuum resulting in alack of oxygen). In either case,
the presence of oxidized forms of plutonium in plutonium solids raises questions concerning the
assumption that plutonium in SRS sedimentsis present only as the low mobility, tetravalent
form. Further analysis of the transport of plutonium in various oxidation statesis therefore
necessary.

Plutonium transport was found not to exhibit classical behavior in SRS sediment, even
under relatively ssmple conditions (low carbonate agueous phase with no potential ligands)
(Serkiz et d., 2003). Experiments were preformed with a 250-420 mm fraction of SRS
plutonium burial ground sediment. Plutonium fractions of different mobilities were observed at
al pH values studied (3, 5, and 8). There typically were high, medium, and low mobility
fractions in the column effluent. These dataindicated that the plutonium in the column effluent
after aPu(V) spike remained as Pu(V). However, Pu(V) recovery decreased with increasing pH.
Thisindicated that some Pu(V) was being retained, possibly irreversibly, on the column at higher
pH values.

The conceptual model developed by Serkiz et al. (2003) and Fjeld et al. (2003) indicates
that any plutonium that is oxidized within the SRS subsurface will be rapidly reduced to Pu(1V),
therefore confirming the risk assessment assumptions already made. The conceptual model
consists of three reactions:

a.) equilibrium partitioning of Pu(V) between the solid and agueous phase,

b.) surface mediated reduction of Pu(V) to Pu(lV), and
c.) equilibrium partitioning of Pu(IV) between the solid and aqueous phase.
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For this conceptual model, parameters reflecting the mobilities of both Pu(V) and Pu(lV) in SRS
sediment are necessary for accurate modeling.

2.1 PLUTONIUM GEOCHEMISTRY

Interpretation of data pertaining to plutonium geochemistry is subject to a number of
constraints due to the complex chemistry involved. The dominant reactions governing the fate
and mobility of plutonium in the environment are oxidation/reduction, precipitation/solubility,
complexation/hydrolysis and sorption/desorption. All of these possible reactions must be
considered when attempting to define interactions between plutonium and natural materials.

2.1.1 Redox Chemistry

The chemical behavior of plutonium and other transuranic species in the environment is
primarily defined by oxidation state. Due to variations of the chemical properties for each
oxidation state, the reactions within the conceptual model must be considered with respect to
each oxidation state. Plutonium is ableto exist in five different oxidation states as the
oxy/hydroxy ions Pu(l11)*, Pu(IV)*, Pu(V)0,", Pu(V1)O,**, and Pu(V11)O,* (Cleveland, 1979).
PuO, is not considered a stsable species in the natural environment. In moderate pH or oxic
groundwater, Pu(l11) is readily oxidized to Pu(IV) (Choppin, 1997). For example, Pu** israpidly
oxidized by water at near neutral pH levels (Farr, 2000). Thisis due to the negative potential of
Pu(l11) at higher pH’s. The standard reduction potentials for pH 0 and pH 14 are shown in Table
1. Therefore, the primary oxidation states of relevance in natural environments are Pu(1V),
Pu(V), and Pu(VI).

Table 1. Standard reduction potentials (volts) of plutonium at pH 0 and 14 (Choppin, 1983;
Allard et a., 1980)

Couple pH=0 pH =14
Pu(l11)/Pu(1V) +0.982 -1.04+0.24
Pu(IV)/Pu(V)  +0.170 +0.52 + 0.24
Pu(V)/Pu(V1) +0.916 +0.16 + 0.24
Pu(IV)/Pu(VI) +1.043 +0.34+0.12

Oxidation state can also be influenced by disproportionation reactions where asingle
species serves as both the oxidizing and reducing agent. For example, a solution containing
Pu(V) at a high enough concentration can disproportionate into Pu(lV) and Pu(VI). These
concentrations are typically not encountered in natural systems (Choppin 1997). The extent of
disproportionation reactions (equation 1) isaso less likely in acidic solutions.

2Pu(V)0," + 4H" < Pu(V1)O,** + Pu(IV)*" + 2H,0 (1)

Thisis dueto the fourth power dependence on the hydrogen ion concentration (Equation 2).
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K = [PUCVDI[PU(IV)]
[PuV)IH']*

2)

Thereis also a dependence on the square of the Pu(V)O," concentration, which is the reason
higher concentrations (10°® M) of Pu(V) are required for disproportionation reactions to occur in
significant amounts.

Radiolysis of water can generate redox reagent, such as H,, O, and H,0,, as well as short
lived H, OH, and O radicals. These agents can react directly with plutonium or react with the
sorbing phase in a system (Hobart, 1990). Reactions with the sorbing phase could be such that
the oxidation state of plutonium is affected (Hobart, 1990).

2.1.2 Complexation and Hydrolysis

Complexation with available ligands can have a significant impact on the sorption of
plutonium to surfaces by affecting the species charge and free energy of the molecule. The
general affinity for complexation decreases with decreasing effective charge for each oxidation
state in the following order (Choppin, 1983; Kim, 1986):

Pu(IV)* > Pu(V1)O,** > Pu(111)** > Pu(V)O,"
+4.0 +3.2 +3.0 +2.2

where the effective charge is noted below each species (Choppin, 1983). The greater effective
charge of PuO,*" compared to Pu®" is due to the exposure of the equatorial side of the linear O-
Pu-O*" molecule (Kim, 1986). The general trend in the strength of the complexed species for
actinides and various groundwater ligands is (Silva and Nitsche, 1995):

OH 3 CO5% >F >HPO,?>S0,% >Cl >NOs.

Hydrolysis dominates most complexation reactions for plutonium (further discussed
below). Figure 1 shows an Eh-pH diagram for plutoniumin 3.6 x 10° M HCO;3. The modeling
was preformed using Geochemist WorkbenchO with the Lawrence Livermore National
Laboratory’ s thermodynamic database (Delany and Lundeen, 1990). Carbonate dominates the
speciation for Pu(VI) at pH values greater than about two and Eh greater than 0.5eV. Trivalent
and pentavalent plutonium are primarily present as freeions. Pu(OH), is dominant Pu(1V)
species.
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1.25 ~ SPu(ag) = 108 M
PuOs5 - Pu0,CO5 Cr=10"*M

1.00

I8 PUD;{CDg)ga_
50 %
o 7
ﬁ 25 Pu?

Pu{OHJ;

R l | |
4] 2 4 G 8 10 12 14

pH

Figure 1. Eh-pH diagram of the plutonium-carbonate system at 25°C and 1 bar pressure. Dashed
linesindicate the stability field of PuO,(s) Langmuir 1997.

The dominance of these hydrolysis reactions yields avery complex chemistry for plutonium
even in simple solutions of varying pH and carbonate concentrations. The concentration of the
freeion for each oxidation state is plotted as a function of pH for a 10 molar solution of
plutonium Figure 2. Hydrolysis of the Pu*" ion occurs even at very low pH values and and there
isvery little Pu*™ present at apH slightly greater than one. Asthe pH increases the hydrolysis of
other oxidation states occurs as seen in Figure 2. The effective charge of Pu(V1)0,*" resultsin
hydrolysisat apH around 4. Thisisat alower pH than Pu(l11), which has a smaller effective
charge as discussed above. Geochemist Workbench® was used to make the plotsin Figure 2
employing the LLNL thermodynamic database (Delany and L undeen, 1990) and the oxidation
state was not allowed to change during the computation.

The extensive hydrolysis of Pu(IV) at low pH values continues until the neutral species
Pu(OH), isformed (Figure 3) At apH around 4.5, greater than 50% of the plutonium present is
Pu(OH),, which rises to greater than 99.99% around pH 7. Therefore, when performing
experiments within natural pH ranges, hydrolysis reactions lead researchers to deal with
Pu(OH),"?, Pu(OH)s", and Pu(OH), instead of the free Pu*" ion. The formation of Pu(OH), aso
limits the solubility of Pu(IV) species. At Pu(IV) concentrations greater than 107 M, Pu(OH)4(s)
precipitates as an amorphous hydroxide polymer that can be separated by ultra-filtration
techniques. The amorphous polymer has been shown to form real or intrinsic colloids that
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significantly affect its mobility (Nelson, 1987). These aggregates eventually lose a water
molecule and form the PuO, crystalline solid that is considered to be the thermodynamically
stable form of plutonium (Cleveland, 1979).

1.20E-09

1.00E-09

Plutonium Concentration

0.00E+00

8.00E-10 -

6.00E-10 -

4.00E-10 +

2.00E-10 -

Pu(lV) VD)

u(lln)

(V)

0

pH

Figure 2. Freeion activity diagram for plutonium oxidation states (Geochemist Workbench
LLNL Thermodynamic Constant Database; Delany et al., 1990).
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Figure 3. Pu(lV) hydrolysis versus pH (Geochemist Workbench LLNL Thermodynamic

Constant Database; Delany et al., 1990).
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2.1.3 Solubility

The aqueous phase concentration of plutonium is usually controlled by the presence of
Pu(OH)4(s) or PuO, because of the extremely low solubility of these compounds. Pu(OH)4(s)
has pKg, of -56 in asolution at pH 8 with no complexants (Choppin, 1997). The reported pKs,
values for PUO, range from —54.8 to -57.4 (Neck and Kim, 2001). The similar solubilities stem
from the fact that PuO, is produced from Pu(OH)4(s). At concentrations of plutonium high
enough to cause homogenous precipitation of polymeric plutonium hydroxide or oxy-hydroxide
species colloidal forms of plutonium are produced via aggregation of Pu(OH)4(s) or PuO4(s)
(Kim 1986). These colloidal forms of plutonium must be separated from the aqueous phase in
order to differentiate between aqueous and solid plutonium phases. Approximately 66% of the
plutonium polymer can be smaller than 100nm and 0.5% is less than 4.1nm (Nitsche and
Edelstein, 1985; Nitsche et al., 1988). Without nano-scal e separation methods, plutonium may
appear to be more soluble while actually being present in acolloidal form. Some of the colloidal
material can be present in aggregates greater than 4.1nm. Therefore, aworking knowledge of the
nature of colloidal material is needed to define the proper aqueous and solid phases. Kim (1986)
reviewed a good example of this phenomenon. Calculations showed that theoretical estimations
of PuO; solubility based upon the solubility product constant yielded concentrations of
plutonium that were 5 orders of magnitude lower than experimental observations. Thisindicates
that thermodynamic data cannot be used to describe plutonium solubility because the constants
cannot account for colloid formation.

2.2 PLUTONIUM SORPTION TO NATURAL AND SYNTHETIC MATERIAL

Sanchez et al. (1985) and K eeney-Kennicutt and Morse (1985) studied the sorption of
plutonium to natural and synthetic material. Although thermodynamic calculations indicate the
Pu(V) is stable under most environmental conditions, interactions with various sorptive surfaces
with different redox potentials complicate plutonium sorption characteristics by either oxidizing
or reducing the sorbed species.

2.2.1 Pu Interactions with Goethite (a-FeOOH)

Sanchez et al. (1985) preformed sorption experiments with Pu(1V) and Pu(V) on goethite
(a-FeOOH). The pH edge (the point at which 50% sorption occurs) for Pu(lV) occurred
between pH 3 and 5 and that for Pu(V) was between 5 and 7. However, the Pu(V) edge shifted
to alower pH with time and began to resemble Pu(IV). One explanation for this shift in the
sorption edge is that Pu(V) was being reduced to Pu(IV). Thisreduction was indicated by an
experimentally defined solvent extraction technique (Sanchez et a. 1985). Keeney-Kennicutt
and Morse (1985) also studied Pu(V) sorption to goethite along with several other natural
minerals. Their data suggested that goethite could reduce Pu(V) to Pu(lV). It wasalso
postulated that the reduction could be photochemically catalyzed (K eeney-Kennicutt and Morse,
1985).

The species distribution shown in Figure 2 and Figure 3 indicates that primarily cationic
or neutral species of Pu(1V) and Pu(V) are present at the pH values used in these two studies.
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Also, at the indicated pH levels the surface of goethite has a net positive charge. As sorption
occurred in all studies, it must be inferred that a cationic plutonium species was interacting
strongly with a surface containing a positive charge. Thistype of interaction isin contrast to
electrostatic interaction models. Sorption of some cationic species could be the result of
interactions with a permanent negative charge present from imperfections and substitutions to the
goethite surface but it is not likely that thisis the case for all sorption.

2.2.2 Pu Interactions with Manganese Oxides

Interactions of plutonium with manganese oxy/hydroxides are not well understood. The
redox chemistry of plutonium varies with respect to the manganese mineral analyzed
(Shaugnessy, 2000; Keeney-Kennicutt and Morse, 1985; Duff et al., 1999; Morgenstern and
Choppin, 2002). Thereis an apparent relationship between the manganese oxidation state and its
ability to reduce or oxidize plutonium. Minerals containing Mn(Il) and Mn(l11) oxidation states
such as manganite (Mn(111)O,H) and hausmannite (Mn(11/111)30,4) appear to reduce plutonium
(Shaugnessy, 2000). Manganese(1V) minerals such as pyrolusite (b-Mn(1V)O,) and birnessite
(d-Mn(1V)O,) appear to oxidize plutonium (Morgenstern and Choppin, 2002; Keeney-Kennicutt
and Morse, 1985). Further work examining the influence of manganese on the speciation of
plutonium is needed.

2.2.3 Previous Work with Pu(V) and SRS Burial Ground Sediment

Batch and column studies were preformed by Serkiz et a. (2003) using Pu(V) in SRS
Burial Ground sediment. The conceptual model described in the Introduction section includes
the reduction of plutonium by iron oxides to explain experimentally observed data. The batch
experiments from this study at pH 3, 5, and 8 showed an initial rapid decline in aqueous
plutonium concentrations followed by a slower decline that did not reach equilibrium within 3
days. The degree of sorption increased with pH in accordance with pH dependence for the
sorption of metal cations to metal oxide surfaces.

In column experiments conducted by Serkiz et al. (2003), both the fractional recovery
and the elution time of the major peak, were dependant on pH. The recoveriesat pH 3, 5, and 8
were 90%, 75% and 38%, respectively. Retardation factorswere 1.4, 8.4, and 35 at pH 3, 5, and
8, respectively. The change in retardation factor was attributed to increased sorption of
plutonium; as the pH increased the surfaces devel oped alarge pH-dependant negative charge.
The decrease in recovery with increasing pH was attributed to the reduction of Pu(V) to Pu(1V)
within the column. In the conceptual model, this would occur because the longer retention times
increased the contact time between Pu(V) and the reactive surfaces.

Oxidation state analysis showed that the column influent and effluent was predominantly
Pu(V). However, there was a small shoulder that appeared after the main peak for the pH 3
column experiment, suggesting the existence of multiple plutonium species. It was proposed that
this small peak could be Pu(IV) (produced either from reduction in the column or present in the
spike). However, the sample volumes and concentrations were too small to alow determination
of the oxidation state.
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Fjeld et al. (2003) incorporated a reduction rate constant into a subsurface transport
model for the data of Serkiz et al. (2003). The model fit provided rate constants of 2.0x10,
3.0x10°, and 1.3x10° s for pH 3, 5, and 8 respectively. These compared well with those of
other researchers. The rate constants calculated from the data of Serkiz et al. (2003) ranged from
1.2x10° to 1.4x10” s for the 3 pH values investigated and appeared to be independent of pH.
Sanchez et a. (1985) calculated reduction rate constants that ranged from 2x10™ to 2x10° s™.

2.3 OBJECTIVES

To gain an understanding of the mobility of different forms of plutonium at the SRS
Burial Ground, column and batch sorption edge experiments were conducted with Pu(V) and
Pu(1V). All experiments were preformed using 0.02M NaClO, solutions prepared with low-CO,
distilled-deionized (DDI) water. Pu(V) was chosen in the experiments because it is the least
likely Pu oxidation state to form complexes and because it is the predominant oxidation statein
natural systems. Along with the non-complexing behavior of the CIO,4 ion and lack of dissolved
inorganic carbon, the chemical conditions should simplify the system so that the environment
created will indicate only hydrolysis interactions and interactions between the plutonium and the
solid phase. The sediments used in these experiments are described in Table 2. These sediments
were selected to represent end-members with respect to sediment properties existing on the SRS
that are likely to influence plutonium sorption.

Table 2. SRS sediments used in study.

ID Description Sand/Silt/Clay Surface pH Organic
(wt-%) Area Matter
Name (m?g) (Wt-%)
SubS Subsurface Yellow Sandy  97/2/1 127 510
Subsurface Sandy Sediment <0.01
Low Organic Matter
Subsurface SubC Subsurface Red Clayey ~ 58/30/12 1531 455
Clayey Burial Ground Sediment NA
Low Organic Matter
SS Surface Sandy Burial 93/6/1 4.70
Surface Sandy Ground Sediment <0.01
Clay/Silt, Low Organic 1.37
Matter
SC Surface Clayey Forest 67/25/8 9.24 583
Surface Clayey Sediment 3.2
High Organic Matter
@ Sand/Silt/Clay was measured by the sieve and pipet method; surface area by the BET N
sorption method; pH by the 1:1 sediment:water method; and organic matter by the dry
combustion method (Sparks 1996).
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3.0 METHODSAND MATERIALS

3.1 COLUMN EXPERIMENTS

3.1.1 Analyses

The experiments were conducted with 2*Pu purchased from Isotope Products (Valencia,
CA) asa5nCi/mL stock solution in 4M HNOs. Analyses of all 2°Pu solutions were preformed
on 1.0mL samples with an alpha-beta discriminating liquid scintillation counter (Wallac Inc.,
Model 1415). The column experimental apparatus consisted of reservoirs for the plutonium
spike and influent solution, a polyvinylchloride column (8.5cm x 1.5cm ID), a peristaltic pump
(Masterflex, model 7720-60), and a fraction collector (Eldex Universal Fraction Collector) (Fjeld
et a., 2000). Columns were incrementally packed with 2 to 3g aliquots of subsurface sandy
sediment at atime and compacted by lightly tapping the base of the column on the desktop. The
physical properties of each column are shown in Table 3. Theinfluent solutions were low-
carbonate 0.02M NaClO, at pH 3 and pH 5 prepared as described in Serkiz et a. (2003).
Perchlorate was chosen as the backing electrolyte because of its low complexation affinity for
plutonium. The pH adjusted NaClO, solution was pumped through the column for 4 - 7 daysto
reach hydrodynamic equilibrium and to chemically condition the sediment before the plutonium
spike wasintroduced. The weight of the column was monitored until a constant weight was
achieved, indicating hydrodynamic equilibrium with all of the available pore spaces filled.

Table 3. Physical properties of packed columns

Bulk Soil Density
Column  Pore Volume (mL) (g/cm’) Porosity
pH 3 A 4.36 1.62 0.17
pH 3B 4.66 1.62 0.19
pHS5A 4.97 1.62 0.19
pH5B 4.81 1.62 0.21
PU(IV) pH 3 5.02 1.62 0.20

Oxidation state analyses were preformed using an extraction technique adapted from the
thenoyltrifluoroacetone (TTA)/di(2-ethylhexyl)orthophosphoric acid (HDEHP) extraction
technique discussed by Neu et a. (1994) aswell as an ion chromatography (1C) technique
(Coates et al., 2001). Two techniques were utilized because of the uncertainty inherent in each
method. Oxidation state analyses were preformed on alimited number of samples of the column
effluents. Asthe effluent concentration of plutonium decreased, oxidation state analysis was not
possible due to detection limits of the techniques.

3.1.2 Spike Preparation

Plutonium in the pentavalent oxidation state was prepared by the method of Satio et al.
(1985) at concentrations from 229 to 309 Bo/mL (4.17 t0 5.62 x 10" M). A new spiking solution
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was prepared for each column experiment. One column experiment was preformed with Pu(lV)
at pH 3 to determine the nature of Pu(lV) transport. The Pu(lV) samples were prepared by
adding an aliquot of plutonium stock to a Teflon beaker, evaporating the sample to dryness and
dissolving the dried residue in 1.0M HNOgs. This process was repeated twice and the final
sample residue was dissolved in 0.02M NaClO, at pH 3. Oxidation state analysis was preformed
on all spike solutions.

The pH of the spike solution was adjusted with 0.1M HNO3z and measured with an
ORION pH Triode Electrode (Beverly, MA). The pH of the spike solution varied from the
eluant solution in some columns. Replicate experiments were conducted for each pH (denoted as
A and B). The pH was monitored with Broadley-James Microflow pH sensors (Irvine, CA).
Tritium, a non-reactive tracer, was added to the spike solution to afinal concentration of 7.6 -
17.6 Bg/mL. There was a slight contamination of >**Pu in the plutonium spike that caused some
interference with *H counting due to the similar beta energy of the two nuclides. The
contribution of *Pu was subtracted from the total beta counts observed to determine the *H
activity. This correction was only utilized for pH 3 columns where the effluent front of
plutonium overlapped with the *H tail.

3.1.3 Column Experiment Protocol

The influent was pumped upward through the column at aflow rate of 0.3mL/min. A
29py(V) spike was introduced as a finite step of approximately one pore volume. The total
volume injected was measured by weighing the spike solution before and after the spike. The
pH 3 columns were eluted with 70 to 100 pore volumes and the pH 5 columns were eluted with
232 to 250 pore volumes. After spiking, the first 20 to 30 pore volumes were collected in 3.5mL
fractions. A 1.0-mL sample from each fraction was removed for liquid scintillation counting and
the remainder was used for oxidation state analysis. 1n some cases the fractions from two
adjacent samples were combined to have a sufficient volume for both oxidation state analysis
techniques. Also, on selected fractions, samples were filtered through Microsep 30K Centrifugal
Filters (estimated effective pore size = 12nm). In these cases 1.0mL was filtered and a 0.5mL
aliquot of the filtrate was removed for analysis.

After effluent flow was stopped, the columns were immediately removed and divided
into approximately 1cm segments. Each 1cm segment was weighed to determine the packing
density of the wet sediment. The plutonium was extracted for 14 days in a solution containing
3.0mL 5M HNOs3 and 3.0mL 5M HCI. After extraction, a 1.0mL aliquot of each solution was
centrifuged, filtered, and a 1.0mL sample was counted by liquid scintillation to determine the
extractable activity associated with each segment.

For data analysis, the aqueous concentration in the column effluent were normalized to

the spike concentration and plotted as a function of displaced pore volume (DPV). Retardation
factors were calculated for both ®H and #**Pu using Equations 3 and 4 below (Clark, 1996).
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where t is mean residence time in the column. Equation 3 can be expressed in terms of agqueous
volume (equation 4).

®3)

V- o/Ct)av Ve
(‘ﬁ(t)dv 2
In equation 4, V isthe total volume passed through the column, C(t) is the concentration at time

t, and T isthe volume of the finite step spike. The retardation factor is calculated by dividing V'
by the pore volume of the column.

(4)

3.2 SORPTION EDGE EXPERIMENTS

Separate sorption edges (sorption as a function of pH) were generated for Pu(lV) and
Pu(V) for the four sediments listed in Table 2. Each sample was prepared by adding 0.59 of
sediment to a pre-weighed, acid washed polypropylene 15mL centrifuge tube (Falcon Blue Max
Jr., Becton Dickinson Labware, Franklin Lakes, NJ). The samples were weighed again and the
total mass of sediment was determined by difference. Solutions of low CO,, NaClO, at various
pH values were prepared by adding different aliquots of 0.1M HCI, 0.1M NaOH, 0.04M NaClO,,
and DDI H,0O to achieve afinal ionic strength of 0.02 within the pH range from 2-10. A 10mL
aliquot of these solutions was added to the respective tubes. The tubes were weighed again and
the total volume of solution was calculated by difference. The samples were then placed on an
end-over-end shaker and pH adjusted every other day with HNO3z or NaOH until the pH
remained stable over the range desired. Samples containing no soil were also prepared to
evaluate sorption of the plutonium to the vial walls. Tubes containing sediment but no
plutonium spike were run in parallel to perform chemical analysis of the aqueous phase. Results
of these analyses are presented in Appendix A.

After the pH remained stable for 48 hours (£ 0.1 pH units), Pu(V) and Pu(1V) spikes were
prepared as described above. For Pu(V) samples, 0.125mL of a 1547Bg/mL spike was added for
afina concentration of approximately 15 Bg/mL. A 0.1mL aliquot of a 2100 Bg/mL Pu(lV)
solution was added to each tube to give afinal concentration of approximately 21 Bg/mL.
Oxidation state analysis was preformed on each spike using the methods discussed above,
verifying that greater then 95% of the plutonium was in desired oxidation state. The samples
were placed on the shaker for 24 hours, removed, and centrifuged 5 minutes at 5000 RPM. The
agueous phase was then filtered with Microsep 30K centrifugal filters. Thesefiltered are
calculated to retain 99% of the particles greater than 12nm. A 1.0mL aliquot of the filtrate was
removed for liquid scintillation counting.
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The samples containing Pu(IV) and no sediments showed extensive sorption to the vial
walls. Therefore, the vials holding the Pu(1V)-sediment samples were immediately analyzed for
the sorption to the vial walls. Three 5SmL aliquots of DDI water were used to wash out the
sediment and aqueous phase from each tube. Then 10mL of 1.0M HNO3 was added to each tube,
the tubes were weighed, and then were shaken overnight. A 1.0mL aliquot of each acid solution
was removed to determine the total plutonium sorbed to the vial walls. Between 0 and 17%
Pu(1V) sorbed to the vial walls for samples containing sediment. The initial concentration was
adjusted by thisfraction. There was no significant sorption of Pu(V) to the vial walls for the
blank samples.

Analysisfor iron and total organic carbon was preformed on blank sediment samples
containing no plutonium. A Perkin EImer 5100 Atomic Absorption Spectrophotometer was used
for iron determination and a Shimadzu 550 TOC Analyzer was used for organic carbon.
Analyses were conducted on filtered and unfiltered samples.

Page 20



WSRC-TR-2003-00035, REV. 0

4.0 RESULTSAND DISCUSSION

4.1 COLUMN EXPERIMENTS

4.1.1 Pu(V) Column Analysis

The *H elution profile for each column experiment are shown in Figure 4 and Figure 5.
The curvesindicate a single tritium peak that elutes around one DPV. The calculated retardation
factorsarelisted in Table 4. All columns had calculated retardation factor for tritium of either
1.0or 1.1. Thissuggeststhat no “channeling” or preferential flow was occurring within the
column.

Measurements of the effluent pH versus DPV are plotted in Figure 6 for al column
experiments. Each column was equilibrated with the agueous phase at the respective pH as
described previously. Therefore the small increasesin the pH of the effluent observed for the
pH3 and pH5 columns are due to the spike. Column pH3-B showed the greater increase in pH
due the spike.

Column 3A
1 A’ﬁ%} Rf =1.06 i
I . Recovery
A 95.0%
01 7 * *
A Column 3B
Rf=114
S o011 4 B a4
@] A ’A A
. *
0.001 - * ¢ Column 3B
a Column 3A
0.0001 ‘ ‘
0 1 10 100
DPV

Figure 4. ®H agueous phase activity profile for pH 3 column experiments (C = concentration, C,
=initial concentration; DPV = displaced pore volumes; Rf = retardation factor).

Page 21



WSRC-TR-2003-00035, REV. 0
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Figure 5. *H agueous phase activity profile for pH 5 column experiments (C = concentration, C
=initial concentration; DPV = displaced pore volumes; Rf = retardation factor).

Table4. *H and *°Pu retardation and recovery in pH 3 and pH 5 columns.

“®py  Displaced *H “Fpy

Spike Pore Retarda- Retarda Solid-

Conc. Volumes tion tion Aqueous Phase Total

Column (Ba/mL) (DPV) Factor Factor Recovery Recovery Recovery

Pu(V) pH 3-A 309.6 71 11 13 94.1% 1.0% 95.1%
Pu(V) pH 3-B 234 111 1.1 1.9 93.1%  14%  94.5%
Pu(V) pH 5-A 229.7 232 11 4.4 75.5% 6.5% 82.0%
Pu(V) pH 5-B 280.9 312 1.0 4.8 80.5% 13.3% 93.8%
Pu(lV) pH 3 268.5 1131 11 NA 1.7% 64.5% 66.2%
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Figure 6. Aqueous phase pH profile for plutonium column experiments (DPV = displaced pore
volumes; 3A = pH 3 replicate A, 3B = pH 3 replicate B, 5A = pH 5replicate A, and 5B = pH 5
replicated B).
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The agueous phase activity profiles for Pu(V) column experiments at pH 3 are presented
in Figure 7. Total DPVs, spike concentrations, retardation factors, and recoveries for each
column are shown in Table 4. The effluent profiles for experiments at pH 3 are characterized by
one major peak in the effluent. Thisis consistent with Pu(V) being present only as the PuO,"
cation as suggested in Figure 2. There was little retardation of the main peak at pH3 as the
retardation factors were 1.3 and 1.9 for experiment A and B, respectively. The differencein
retardation factor between column 3A and 3B was likely attributed to the differencesin pH noted
above. The aqueous phase recoveries from the experiments were 94.1% and 93.1%, with only an
additional ~1% of the Pu recovered from the sediment. Error! Reference source not found.
contains the oxidation state analyses of the spike solution used for each experiment. According
to the ion chromatography (1C) Pu oxidation states analyses, the pH 3 spikes were 3 to 6%
Pu(lV). Thus, it is possible that the recoveries of Pu(V) were close to 100%.
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Table 5. Plutonium oxidation state analysis results for plutonium column experiments.
Description/ Oxidation State Distribution
Column Technique DPV 11 v V VI Avg Recovery
pH 3-A HEDHP Spike 0% 1% 82% 17% *100%
IC Spike 6% 97% 107%
IC 15 3% 94% 107%
IC 2.8 5% 95% 101%
pH 3-B HEDHP Spike 0% 1% 85% 13% *104%
HEDHP 2.0 1% 0% 76% 22% *100%
HEDHP 2.4 0% 1% 87% 13% *100%
HEDHP 3.0 0% 1% 85% 15% *104%
HEDHP 35 1% 2% 80% 18% *100%
IC Spike 4% 96% 110%
IC 1.4 3% 97% 122%
IC 1.8 6% 94% 82%
IC 23 13% 87% 93%
IC 35 1% 99% 98%
pH 5-A HEDHP Spike 2% 1% 91% 6% *103%
HEDHP 31 1% 1% 92% 6% *99%
HEDHP 3.8 1% 1% 93% 5% *100%
HEDHP 45 -1% 2% 95% 4% *106%
IC Spike 8% 92% 80%
IC 2.8 2% 98% 118%
IC 35 12% 88% 112%
IC 4.7 8% 92% 117%
pH 5-B HEDHP Spike 0% 1% 96% 4% *107%
HEDHP 31 1% 0% 94% 5% *96%
HEDHP 45 0% 1% 95% 4% *91%
HEDHP 6.0 2% 0% 92% 5% *86%
HEDHP 75 -2% 4% 90% 7% *107%
IC Spike 5% 95% 99%
IC 31 19% 81% 114%
IC 75 7% 93% 120%
Pu(1V) -
pH 3 HEDHP Spike 2% 92% 7% 0% *92%
IC Spike 4% 96% 102%

Notes: The IC (ion chromatography; Section 3.1.1) system can only determine Pu(reduced) and
Pu(oxidized). HDEHP: isthe organic extraction procedure using TTA & HDEHP discussed in Section

311

* Average recovery isfor the analysis procedure that is a mass balance of 4 samples.
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The aqueous phase activity profiles for column experiments 5A and 5B are shown in
Figure 8. The retardation factor for Pu(V) increased to approximately 4 as the pH of the agqueous
phase was increased to 5 for column experiments 5A and 5B. Thisincrease in retardation factor
is consistent with an ion exchange mechanism of plutonium transport in these sediments. Asthe
pH increases, the surface charge of the sediments increases. Therefore, the cationic PuO,” ion is
more strongly attracted to the surface, yielding alonger residence time within the column and a
higher retardation factor. There was a decrease in the fractional recoveriesfor both pH5
experiments (Table 4). The observed increase in R and the decrease in fractional recoveries are
consistent with previous work with SRS burial ground sediments (Serkiz et al., 2003). Thus, the
datais supportive of the ion-exchange and surface-mediated reduction mechanisms within the
conceptual model.

The conceptual model reduction of Pu(V) to Pu(lV) within the system introduces the
possibility of Pu(lV) partitioning into the agueous phase. However, these agueous phase
concentrations will be below the current detection limits. A hypothesisincluding uptake of
Pu(1V) that is produced from reduction of Pu(V) explainsthe lost in fractional recovery of the
plutonium spike. Filtration analysis of selected effluent samplesindicated that all plutonium
contained within the effluent was <12nm, thereby eliminating the possibility of a colloidal
plutonium species. Table 6 contains filtration data at sel ected agueous effluent fractions. All
filtration samples showed greater than 90% recovery of plutonium in the filtrate.

1.E+00 A‘I
ll A
1.E-01 ~ Al
I
1 I
1.E-02 A Column3A
L\C; 1.E-03 - ' I Column 3B
° Pty - BKG
1.E-04 a
1.E-05 +
1.E_O6 T T T
0 1 10 100 1000

DPV
Figure 7. Effluent plutonium activity profile, Pu(V) pH 3 spike column experiments (C =

concentration, C, = initial concentration; DPV = displaced pore volumes; Rf = retardation factor;
BFG = background).
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Figure 8. Effluent plutonium activity profile, Pu(V) pH 5 spike column experiments (C =
concentration, C, = initial concentration; DPV = displaced pore volumes; Rf = retardation factor;
BFG = background).

The IC oxidation state analyses () indicate that all the spikes for Pu(V) column
experiments were approximately 95% Pu(V) and 5% Pu(IV). The variability in the oxidation
state analysis methods is partly due to the sensitivity of the methods used as well as the actually
oxidation state distribution of plutonium. The recoveries from the techniques were between 80
and 122%, with an average total recovery of 105% + 12% from 32 experiments, indicating that
both techniques performed satisfactorily. Also, there was good agreement between the two
techniques. Both indicated that the predominant oxidation state in the effluent from all columns
was Pu(V).

If Pu(V) was being reduced to Pu(1V) within the system, followed by Pu(IV) partitioning
to the aqueous phase then an increase in Pu(1V) should be seen, though the increase in Pu(IV)
concentrations could be below detection limits. Anincrease in Pu(IV) was not observed in the
data (Table 5). Therefore, Pu(V) was the only measured oxidation state in the aqueous phase.
Also, the activity of the effluent was all contained in one discrete peak, indicating one plutonium
species that is most likely PuO,".
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Table6. Filtration analysis of Pu(V) column experiments.

Displaced Pore
Volumes Effluent Filtrate
Column 1D (DPV) Bg/mL Bg/mL % Soluble
Column 3A 18 209.1 207.3 99%
Column 3A 2.85 23.1 23.1 100%
Column 3B 1.9 68.3 70.4 103%
Column 3B 2.6 98.7 95.1 96%
Column 5A 3.31 86.7 85.4 99%
Column 5A 4.01 76.4 74.3 97%
Column 5B 4.5 66.6 66.5 100%
Column 5B 6.02 13 13.3 102%
Column 5B 7.5 3.81 3.77 99%

At the end of each column test, the sediment was immediately divided into 8 segments
and digested with a strong acid solution (5M HCI and 5M HNOg) to release plutonium from the
sediment. The results (Table 4) indicate that this acid leaching process did not yield a 100%
recovery of plutonium from any column experiment. Thus, there appears to be a particularly
resistant form of plutonium in the columns that is operationally defined as an “immobile’
fraction. In Table 7 are the aqueous, acid soluble, and immobile fractions from all column
experiments.

Table 7. Aqueous, acid soluble, and immobile plutonium fractionsin pH 3 and pH 5 columns.

Spike Displaced
Conc. Pore Volumes Aqueous Acid Soluble Immobile
Column (Bg/mL) (DPV) Fraction @ Fraction @ Fraction @
pH 3-A 309.6 71 94.1% 1.0% 4.9%
pH 3-B 234 111 93.1% 1.4% 5.5%
pH 5-A 229.7 232 75.5% 6.5% 18.0%
pH 5-B 280.9 312 80.5% 13.3% 6.2%
Pu(lV)pH3 2685 1131 1.7% 64.5% 33.8%
2 Aqueous Fraction = “Pu in effluent
Acid Soluble Fraction = %°Pu extracted by 5M HNOs/HCI
Immobile Fraction = 100 — Acid Soluble Fraction — Aqueous Fraction

The acid soluble activity is plotted as a function of distance from the column Figure 9 and
Figure 10 for pH 3 and pH 5, respectively. Each column shows a similar profile where the
largest fraction was retained within the first two centimeters. The activity recovered from the
first two centimetersislikely Pu(1V) in the spike solution. The low mobility of Pu(lV) would
cause it to be retained near the column inlet. The approximately uniform distribution of activity
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in the remainder of the column is consistent with the Pu(V) reduction hypothesis. As Pu(V)
moves through the column, a small amount is continuously reduced to Pu(1V) and retained. This
conceptualization isillustrated in Figure 11. The sorbed concentration would actually decline
with distance from the inlet because the aqueous phase concentration of Pu(V) declines. The

extent of the decline depends on the Pu(V) residence time, i.e., as R increases the decline

becomes steeper.
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Figure 9. Acid-soluble Pu in sediment as a function of distance in the pH 3 column
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Figure 10. Acid-soluble Pu in sediment as a function of distance in the pH 5 column

experiments.
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Figure 11. Schematic representation of hypothesisfor Pu(IV) source in solid phase activity
profiles.

4.1.2 Pu(lV) Column Analysis

One column was spiked with Pu(IV) to determine if agueous partitioning of sorbed
Pu(1V) was likely in this system. There was a small fraction (1.7%) which eluted with *H,
exhibiting no retardation. This was the only aqueous plutonium eluted from the column after
1047 DPV were passed through. Filtration analysis at 12nm verified that this material was a
soluble fraction. This may have been due to Pu(V) contamination of the Pu(1V) spike.
Oxidation state analyses showed that Pu(V) and Pu(V1) accounted for ~7% of the Pu in the “Pu

Table5). Thus, most, if not all, of the Pu(IV) spiked into solution strongly

partitioned to the solid phase and remained associated to the sediment for extended periods of
time.

At the end of the experiment, the sediment was digested as done for the Pu(V) column
experiments. The solid phase activity profile is shown in Figure 12 and the recovery and
retardation factor data are shown in Table 4. The profile differed from those obtained at the end
of Pu(V) experiments. First, alarger fraction of the activity was found past the first 1.5cm of the
column. Second, there was a much sharper decline in the activity between 1.5cm and the outlet
of the column. It cannot be confirmed from this data if the apparent transport was a kinetic
limitation for Pu(IV) given the short residence time in the column or if it represents the slow
transport of Pu(1V) through the system. Increases in aqueous phase concentrations of Pu(lV)
were not detected within the time scales used in the Pu(V) column experiments. Therefore,
confirmation of Pu(lV) mobility in these systems must take place using a solid phase oxidation
state analysis technique.
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Figure 12. Acid-soluble Pu in sediment as afunction of distance in the pH3 Pu(lV) column
experiments. Note: Percentages are percent acid-soluble activity.

4.2 SORPTION EDGE EXPERIMENTS

Pu(1V) and Pu(V) sorption edges for all four sediments listed in Table 2 are presented in
Figure 13. Overal, the expected trend of strong Pu(IV) sorption is seen for al sediments
studied. The sorption edge for Pu(V) shifted with time for all sediments studied, suggesting
reduction of Pu(V) to Pu(IV). There are large differences observed between surface and
subsurface sediments.

4.2.1 Subsurface Sandy Sediment

For the subsurface sandy sediment approximately 30% sorption of Pu(lV) occurred at pH
1.7 and greater than 95% was sorbed for pH’s greater than 2.4. A constant 20% of Pu(V) was
sorbed between pH 2 and 5. This sorption of a cationic species at low pH values could be due to
a permanent negative charge present on the surface of the sediment from cationic substitutions
into the mineral lattice. The speciation distribution in Figure 3 indicates significant amounts of
all cationic hydrolysis species of Pu(lV) that could interact with a permanent negative charge on
the sediment surface. Around pH 5, Pu(V) sorption increased, until reaching greater than 99%
sorption was reached around pH 6.3. After 33 days, the Pu(V) samples were analyzed again and
corrected for the new suspended solids concentrations. The sorption edge shifted to alower pH
and the curve began to resemble that of Pu(IV). This behavior is consistent with reduction of
Pu(V) to Pu(lV). Oxidation state analysis was performed on the agqueous phase of the lowest pH
sample. Pu(V) was still the dominant species, and there was no evidence of Pu(1V) partitioning
into the agueous phase after 33 days.
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4.2.2 Subsurface Clayey Sediment

Pu(1V) was more strongly sorbed at low pH values in the subsurface clayey sediment
than in the subsurface sandy sediment. There was approximately 80% sorbed at pH 1.7 and
greater than 95% sorbed for pH values above 2.3. As seen in the subsurface sandy sediment, the
fraction of Pu(V) sorbed was approximately 20% between pH 2 and 4. Between pH 4 and 5.5
the fraction sorbed increased substantially and exceeded 95% at pH 5.5. After 33 days, the plot
for Pu(V) was very similar to that for Pu(IV), suggesting reduction of Pu(V).

4.2.3 Surface Sandy Sediment

For the surface sandy sediment, greater than 95% of Pu(lV) was sorbed at pH values
greater than 2.3. A small amount of Pu(IV) remained in the agueous phase at pH 2.0. Thereis
no apparent trend for Pu(V) sorption. The samples were analyzed again after 6 days. During
this analysis, one sample was filtered at 12nm and another separate sample was filtered at 3nm.
A plot of the Pu(V) sorption edge at 6 days is shown in Figure 14. The sorbed fraction exceeded
93% for all but two samples (pH 1.9 and 4.2). There was no difference between samples filtered
at 3nm and 12nm. The smaller size filter was used to ensure that a colloidal form of plutonium
was not causing the anomaly observed in the data taken at 24 hours. After 33 days the plot of
Pu(V) closely resembled that of Pu(1V).

Page 32



k=l
(5}
o
e
o
(I)
m c
o
=
Q
©
pad
LL
°
[}
o
=
o
N
c
o
=
|3}
©
o
LL
il
[}
o
=
o
%2}
C s
o
=
|3}
©
b
Lo

Fraction Sorbed

WSRC-TR-2003-00035, REV. 0

120.0%
100.0% E;ﬁah.f.—. - ( )
= * 1 Pu(v

80.0% =

! m Pu(lV)
60.0% A *

| APu(Vv) @33
40.0% ~ Days

B .
20.0% > ! PN
A
0.0% ; ; ; ;
0 2 4 6 8 10

120.0%

100.0% 1 g pAWEBi g p A] Sy
80.0% » = Pu(iv)
60.0% * Pu(V)
40.0% *

* APu(vV) @
20.0% ¢« ' ° 33 days
0.0% ; ; ; a
0 2 4 6 8 10
120.0%
100.0% -
° AR [ ]
K |-
80.0% o = Pu(lv)
* e
60.0% o e o Pu(v)
40.0% APU(V) @
. 33 days
20.0%
0.0% ; ; ; ; ;
0 2 4 6 8 10 12
120.0%
100.0% -
ik Sabddbathas L
80.0% = Pu(lV)
60.0%
¢ Pu(Vv)
40.0%
20.0% APulv) @
33 days

0.0% : : : : : !

0 2 4 6 8 10 12
Equilibrium pH

Figure 13. Pu(lV) and Pu(V) sorption edge at 24 hr or 33 days on: (A) subsurface sandy
sediment, (B) subsurface clayey sediment, (C) surface sandy sediment, and (D) surface clayey

sediment.
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Figure 14. Pu(V) sorption edge on surface sandy sediment at 6 days.

4.2.4 Surface Clayey Sediment

In all cases greater than 95% sorption occurred for both oxidation states in the pH range
1.6 to 9.8 within 24 hours. Datataken at 33 days from the Pu(V) samples show no significant
variation from the data taken at 24 hours. Strong sorption to this sediment islikely attributed to
the greater surface area and organic matter concentration of this sediment (Table 2).

4.2.5 Calculation of Kd from Sorption Edge Experiments

The “apparent K4” for each sampleisgiven in Appendix B. The term “apparent Ky is
used for this quantity because the samples may not have reached equilibrium and Pu(IV) colloids
less than 12nm may have affected the measurements. Presented in Table 8 are the ranges of
“apparent Ky” for each sediment. These values were obtained from:

_C,-C, 1 @
C, SS

Kq

where C, istheinitial plutonium agueous phase concentration, C; is the plutonium aqueous phase
concentration at time =t, and SSis the suspended solids concentration. Also, the values at the
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concentrations that were close to the detection limit. Consequently, the uncertainty associated

with these valuesis high.

Table 8. Apparent Kd range for sorption edge sediments.

Sample Apparent Kd
Sediment Description Range
Subsurface Sandy Pu(lVv) 8109300
Subsurface Sandy Pu(V) 6 to 1100
Subsurface Sandy Pu(V) at 33 days 3104900
Subsurface Clayey Pu(1V) 90 to 50000
Subsurface Clayey Pu(V) 4 to 660
Subsurface Clayey Pu(V) at 33 days 60 to 10100
Surface Clayey Pu(lVv) 500 to 4600
Surface Clayey Pu(V) 300 to 2600
Surface Clayey Pu(V) at 33 days 500 to 33000
Surface Sandy Pu(lVv) 100 to 1100
Surface Sandy Pu(V) 7 to 100
Surface Sandy Pu(V) at 33 days 150 to 20000
50SUMMARY

The principal findings of this research are as follows.

Column Experiments

- The retardation factor of Pu(V)O," increased with pH. Thisis consistent with an
ion exchange sorption mechanism. The fractional recovery of Pu(V)O," in the column
effluent decreased as the pH of the influent solution increased. These findings are
consitent with previous work in SRS sediments and support the hypothesis of an ion-
exchange sorption mechanism coupled with surface mediated reduction of Pu(V).

- All four column effluent profiles show one main peak, indicating one plutonium
species. This does not agree with a previous single column result conducted with pH3
SRS sediment (Serkiz et al., 2003) in which two peaks were observed in the effluent
profile.

- Two separate methods of oxidation state analysis show no evidence of Pu(lV) in
column effluents spiked with Pu(V).
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- A column spiked with Pu(1V) had no significant aqueous activity eluted within
1000 DPV. The apparent limited mobility of Pu(IV) could be due to akinetic limitation
of sorption or slow transport of Pu(1V) within the column. Further experiments are
required to determine the precise mechanism of Pu mobility under these experimental
conditions.

- The less than 100% recoveries observed following strong acid leaching for
several column experiments indicates that the plutonium may be irreversibly sorbed to
the sediment surface or interstitial spaces.

Batch Experiments

- All sorption edge data for Pu(IV) indicates strong sorption for the pH range in this
work. Therefore transport of Pu(1V) within acolumn isnot likely.

- The sorption edge of Pu(V) shifted with time to resemble that of Pu(1V) for all
sorption edge experiments. This suggests the reduction of Pu(V) to Pu(1V) within these
systems.

- Non-zero sorption for Pu(IV) and Pu(V) was observed at low pH values for all

sorption edge experiments. Therefore, even at low pHs the cationic plutonium species
significantly adsorb to the sediment.
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7.0 APPENDIX A: IRON AND ORGANIC CARBON MEASUREMENTS
OF SORPTION EDGE BLANK SAMPLES
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Figure A. 1. TOC versus pH for sorption edge blank samples, subsurface sandy.
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Figure A. 2. TOC versus pH for sorption edge blank samples, subsurface clayey.
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Figure A. 3. TOC versus pH for sorption edge blank samples, surface sandy.
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Figure A. 4. TOC versus pH for sorption edge blank samples, surface clayey.
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Figure A. 6. Iron determination in sorption edge blanks, subsurface clayey.
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Figure A. 7. lron determination in sorption edge blanks, Surface Sandy Sediment.
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Figure A. 8. lron determination in sorption edge blanks, Surface Clayey Sediment.
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8.0 APPENDIX B: APPARENT KD CALCULATIONSFROM SORPTION
EDGE SAMPLES
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TableB. 1. Apparent Kd values from plutonium sorption edge experiments.

Apparent

Sample ID Sample Description pH Kd
Subsurface Sandy Pu(lVv) 191 8
Subsurface Sandy Pu(lVv) 2.52 9
Subsurface Sandy Pu(lVv) 3.29 90
Subsurface Sandy Pu(1V) 4.12 180
Subsurface Sandy Pu(lVv) 4,51 160
Subsurface Sandy Pu(1V) 4.23 190
Subsurface Sandy Pu(lVv) 4.53 220
Subsurface Sandy Pu(1V) 5.85 390
Subsurface Sandy Pu(lVv) 6.61 2500
Subsurface Sandy Pu(1V) 6.10 2800
Subsurface Sandy Pu(lVv) 7.70 2800
Subsurface Sandy Pu(1V) 8.42 20000
Subsurface Sandy Pu(lVv) 9.28 9300
Subsurface Sandy Pu(V) 181 6
Subsurface Sandy Pu(V) 2.58 7
Subsurface Sandy Pu(V) 3.99 7
Subsurface Sandy Pu(V) 4.75 6
Subsurface Sandy Pu(V) 5.30 9
Subsurface Sandy Pu(V) 5.72 20
Subsurface Sandy Pu(V) 5.72 20
Subsurface Sandy Pu(V) 5.94 30
Subsurface Sandy Pu(V) 5.90 60
Subsurface Sandy Pu(V) 6.27 180
Subsurface Sandy Pu(V) 6.28 160
Subsurface Sandy Pu(V) 6.51 1100
Subsurface Sandy Pu(V) 6.83 700
Subsurface Sandy Pu(V) @ 33 days 191 10
Subsurface Sandy Pu(V) @ 33 days 2.36 3
Subsurface Sandy Pu(V) @ 33 days 3.79 30
Subsurface Sandy Pu(V) @ 33 days 4.06 30
Subsurface Sandy Pu(V) @ 33 days 4.32 90
Subsurface Sandy Pu(V) @ 33 days 4.69 110
Subsurface Sandy Pu(V) @ 33 days 4.72 130
Subsurface Sandy Pu(V) @ 33 days 4.87 100
Subsurface Sandy Pu(V) @ 33 days 5.10 600
Subsurface Sandy Pu(V) @ 33 days 5.21 4800
Subsurface Sandy Pu(V) @ 33 days 5.23 3700
Subsurface Sandy Pu(V) @ 33 days 541 4900
Subsurface Sandy Pu(V) @ 33 days 5.62 3100
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TableB. 2. Apparent Kd values from plutonium sorption edge experiments

Sample Apparent

Sample ID Description pH Kd
Subsurface Clayey Pu(lVv) 171 90
Subsurface Clayey Pu(lVv) 2.39 410
Subsurface Clayey Pu(1V) 2.98 410
Subsurface Clayey Pu(lVv) 3.34 350
Subsurface Clayey Pu(1V) 3.74 670
Subsurface Clayey Pu(lVv) 4.26 1300
Subsurface Clayey Pu(1V) 4.81 2100
Subsurface Clayey Pu(lVv) 5.98 9000
Subsurface Clayey Pu(1V) 5.82 6600
Subsurface Clayey Pu(lVv) 6.68 18000
Subsurface Clayey Pu(1V) 7.91 50000
Subsurface Clayey Pu(lVv) 7.79 42000
Subsurface Clayey Pu(V) 1.67 4
Subsurface Clayey Pu(V) 2.46 5
Subsurface Clayey Pu(V) 3.50 4
Subsurface Clayey Pu(V) 4.27 6
Subsurface Clayey Pu(V) 4.74 10
Subsurface Clayey Pu(V) 5.30 50
Subsurface Clayey Pu(V) 5.63 50
Subsurface Clayey Pu(V) 6.45 100
Subsurface Clayey Pu(V) 6.02 440
Subsurface Clayey Pu(V) 7.24 2300
Subsurface Clayey Pu(V) 7.82 2600
Subsurface Clayey Pu(V) 8.95 6600
Subsurface Clayey Pu(V) @ 33 days 1.63 60
Subsurface Clayey Pu(V) @ 33 days 3.28 1400
Subsurface Clayey Pu(V) @ 33 days 4.00 1600
Subsurface Clayey Pu(V) @ 33 days 4.53 2300
Subsurface Clayey Pu(V) @ 33 days 4.95 9300
Subsurface Clayey Pu(V) @ 33 days 5.32 10000
Subsurface Clayey Pu(V) @ 33 days 5.68 4700
Subsurface Clayey Pu(V) @ 33 days 7.16 1600
Subsurface Clayey Pu(V) @ 33 days 7.32 3700
Subsurface Clayey Pu(V) @ 33 days 7.69 1300
Subsurface Clayey Pu(V) @ 33 days 7.74 600
Subsurface Clayey Pu(V) @ 33 days 8.89 540
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TableB. 3. Apparent Kd values from plutonium sorption edge experiments

Sample Apparent

Sample ID Description pH Kd
Surface Clayey Pu(lV) 1.78 500
Surface Clayey Pu(lVv) 2.26 3200
Surface Clayey Pu(lVv) 3.21 3200
Surface Clayey Pu(lV) 3.64 3200
Surface Clayey Pu(lVv) 4.18 4900
Surface Clayey Pu(lV) 4.63 3000
Surface Clayey Pu(lVv) 6.09 1000
Surface Clayey Pu(lVv) 6.02 4600
Surface Clayey Pu(lVv) 6.83 3700
Surface Clayey Pu(lVv) 711 3500
Surface Clayey Pu(lVv) 8.49 1300
Surface Clayey Pu(lVv) 9.95 800
Surface Clayey Pu(V) 1.68 300
Surface Clayey Pu(V) 244 5600
Surface Clayey Pu(V) 3.70 330
Surface Clayey Pu(V) 4.71 2500
Surface Clayey Pu(V) 5.10 2300
Surface Clayey Pu(V) 5.68 2400
Surface Clayey Pu(V) 5.98 2600
Surface Clayey Pu(V) 6.60 1400
Surface Clayey Pu(V) 6.89 1300
Surface Clayey Pu(V) 7.23 1300
Surface Clayey Pu(V) 8.52 1000
Surface Clayey Pu(V) 9.69 900
Surface Clayey Pu(V) @ 33 days 1.68 5100
Surface Clayey Pu(V) @ 33 days 3.81 3300
Surface Clayey Pu(V) @ 33 days 4.67 13000
Surface Clayey Pu(V) @ 33 days 5.67 13000
Surface Clayey Pu(V) @ 33 days 6.05 13000
Surface Clayey Pu(V) @ 33 days 6.55 8200
Surface Clayey Pu(V) @ 33 days 6.81 33000
Surface Clayey Pu(V) @ 33 days 7.22 8200
Surface Clayey Pu(V) @ 33 days 7.36 33000
Surface Clayey Pu(V) @ 33 days 7.49 33000
Surface Clayey Pu(V) @ 33 days 7.53 13000
Surface Clayey Pu(V) @ 33 days 9.15 3300
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TableB. 4. Apparent Kd values from plutonium sorption edge experiments

Sample Apparent

Sample ID Description pH Kd
Surface Sandy Pu(lV) 2.05 100
Surface Sandy Pu(1V) 251 330
Surface Sandy Pu(lV) 2.65 130
Surface Sandy Pu(1V) 3.30 970
Surface Sandy Pu(lV) 3.88 590
Surface Sandy Pu(1V) 3.98 530
Surface Sandy Pu(lV) 4.09 1100
Surface Sandy Pu(1V) 4.13 860
Surface Sandy Pu(lV) 4.18 620
Surface Sandy Pu(1V) 4.19 260
Surface Sandy Pu(lV) 6.73 130
Surface Sandy Pu(lVv) 10.47 290
Surface Sandy Pu(V) 1.90 50
Surface Sandy Pu(V) 2.75 100
Surface Sandy Pu(V) 3.78 360
Surface Sandy Pu(V) 4.42 7
Surface Sandy Pu(V) 4.82 30
Surface Sandy Pu(V) 5.26 30
Surface Sandy Pu(V) 5.83 50
Surface Sandy Pu(V) 6.13 50
Surface Sandy Pu(V) 6.34 110
Surface Sandy Pu(V) 6.56 40
Surface Sandy Pu(V) 6.98 20
Surface Sandy Pu(V) 8.26 20
Surface Sandy Pu(V) @ 6 days 1.90 100
Surface Sandy Pu(V) @ 6 days 2.75 1100
Surface Sandy Pu(V) @ 6 days 3.78 1700
Surface Sandy Pu(V) @ 6 days 4.42 60
Surface Sandy Pu(V) @ 6 days 4.82 510
Surface Sandy Pu(V) @ 6 days 5.26 2900
Surface Sandy Pu(V) @ 6 days 5.83 1400
Surface Sandy Pu(V) @ 6 days 6.13 1800
Surface Sandy Pu(V) @ 6 days 6.34 1700
Surface Sandy Pu(V) @ 6 days 6.56 400
Surface Sandy Pu(V) @ 6 days 6.98 270
Surface Sandy Pu(V) @ 6 days 8.26 210
Surface Sandy Pu(V) @ 33 days 191 150
Surface Sandy Pu(V) @ 33 days 411 2900
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Table B.4 (continuation): Apparent Kd values from plutonium sorption edge experiments

Sample Apparent
Sample ID Description pH Kd
Surface Sandy Pu(V) @ 33 days 441 2200
Surface Sandy Pu(V) @ 33 days 4.78 1200
Surface Sandy Pu(V) @ 33 days 6.61 8300
Surface Sandy Pu(V) @ 33 days 6.89 8300
Surface Sandy Pu(V) @ 33 days 7.00 5700
Surface Sandy Pu(V) @ 33 days 7.36 20000
Surface Sandy Pu(V) @ 33 days 7.58 20000
Surface Sandy Pu(V) @ 33 days 7.86 20000
Surface Sandy Pu(V) @ 33 days 7.00 20000
Surface Sandy Pu(V) @ 33 days 7.36 20000
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